. A) Experimental UV-vis absorption spectrum of toluene solution of NNBr-DTmBDT (black curve) and positions and oscillator strengths (black bars) of electronic transitions for NNBrDTmBDT calculated at the TD-UB3LYP/def2-TZVP level. B) Molecular orbitals of NNBrDTmBDT calculated at the same level and the excitations that contribute mainly to the optical transitions, leading to the lowest two excited states (a and b), as well as to the most intense transition (c), are marked with arrows.
S3
According to the calculations at the TD-UB3LYP level, two lowest-energy electronic transitions at 16900 and 23300 cm -1 (Fig. S1a , insert) correspond to the difference and sum, respectively, of the electron promotions (a) from the highest occupied MO (HOMO) to the singly occupied MO (SOMO, localized on the nitroxide) and (b) from SOMO to the lowest unoccupied MO (LUMO) presented in Fig. S1b . The most intense electronic transition at 26400 cm -1 (Fig. S1a) corresponds mainly to the electron promotion from HOMO to LUMO (both delocalized on the whole -system, Fig. S1b ). Figure S2 . UV-vis absorption spectrum of toluene solutions of Br 2 -DTmBDT. Figure S3 . UV-vis absorption spectra at room temperature of toluene solution of NNBr-DTmBDT (solid and dash lines are for 5.610 5 M and 2.610 5 M solutions, respectively).
S4
FTIR spectra: Figure S4 . IR spectra of monoradical NNBr-DTmBDT (blue) and diradical NN 2 -DTmBDT (black). Remark Crystal structure contains two independent molecules, alkyl chains are disordered
